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Interaction of Counterions with Oxidized TTF Dimers:
In the generation of oxidized radical cation dimers of tetrathiafulvalene, it has been predicted, S1 computationally, that the repulsive Coulombic force between the two TTF monocations is tempered by interaction with both solvent and counterions, thus endowing the radical dimer with the stability required to exist in solution. As such, we examined the solidstate structures of the oxidized [3] catenanes to investigate the possibility of short contacts between the TTF dimers and counterions in the structure ( Figure S1 ). It should be noted that for each TTF dimer, there exist an additional four counterions associated with the tetracationic cyclophane. 1.404 (9) 1.708(6) 1.721 (7) 1.734(8) 1.736 (7) 1.311(11) 1.695 (7) 1.727(6) 1.712 (7) 1.731 (7) 1.327(10) [a] The labeling scheme for the TTF units is based on the following diagram.
[b]
Each half of the TTF units in this case is related by a centre of symmetry. [a] is Detailed in the Schematic Diagram Below.
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Each half of the TTF units in this case is related by a centre of symmetry.
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Single crystals of 1·2PF 6 ·3ClO 4 · (MeCN after applying a potential of 0 V (green trace), +500 mV (yellow trace), +800 mV (purple trace), and +1200 mV (black trace). All spectra were recorded in argon purged MeCN at 1 mM concentrations in a 2 mm cell path length.
